Abstract: An in situ nuclear magnetic resonance spectroscopy (NMR) technique is used to monitor the aqueous-phase copolymerization kinetics of methacrylic acid (MAA) and poly(ethylene glycol) methyl ether methacrylate (PEGMA) macromonomers. In particular, the study analyses the effect of the number of ethylene glycol (EG) groups along the lateral chains of PEGMA and is carried out under fully ionized conditions of MAA at different initial monomer ratios and initial overall monomer concentrations (5-20 wt % in aqueous solution). The composition drift with conversion indicates that PEGMA macromonomer is more reactive than MAA. Individual monomer consumption rates show that the rates of consumption of both monomers are not first order with respect to overall concentration of the monomer. The reactivity ratios estimated from the copolymerization kinetics reveal, that for the short PEGMA, the reactivity ratios r MAA and r PEGMA increase with the solids content (SC). A totally different trend is obtained for the longer PEGMA, whose reactivity ratio (r PEGMA23 ) decreases with solids content, whereas the reactivity ratio of MAA remains roughly constant.
Introduction
During the last few years, the use of monomers with a polyethylene glycol (PEG) side chain in the synthesis of polymeric materials (as comonomers in aqueous-phase solution copolymerization [1] [2] [3] or as reactive stabilizers in several heterogeneous polymerization systems) [4] [5] [6] [7] has gained increasing attention. Water-soluble polymers are used in a variety of applications including coatings, cosmetics, antiflocculants, textiles, superabsorbers and water treatment [8] [9] [10] . These materials are generally produced via free-radical (co)polymerization in aqueous solution [9, 11, 12] . Although of great industrial importance, understanding of the aqueous polymerization kinetics is far from reaching the understanding achieved in organic solvents. One major difference found between aqueous and organic solvents is that the propagation rate constant of water-soluble monomers, in addition to temperature, depends on other variables such as monomer concentration, pH and ionic strength of the aqueous medium, which makes the kinetics substantially more complex than in organic systems, especially when dealing with copolymerization processes.
Thus, in the last twenty years, several research groups have systematically analysed the effect of monomer concentration on the propagation rate coefficient, k p , of the most common water-soluble monomers including acrylic acid (AA) [13] [14] [15] [16] , acrylamide (AM) [17, 18] , methacrylic acid (MAA) [19] [20] [21] , N-vinyl pyrrolidone (NVP) [22] and N-vinyl formamide (NVF) [23, 24] . Very recently, Smolne et al. [1] have also determined the propagation rate coefficient of poly(ethylene glycol) methyl ether methacrylate (PEGMA) in aqueous phase at different concentrations.
All these studies shared a common finding: the k p of these monomers decrease with increasing the concentration of monomer. This decrease is attributed to a reduction in the Arrhenius pre-exponential factor, which is related to entropic factors (independent of temperature) due to the influence of competitive hydrogen bonding between the transition-state structure and side groups of the monomer and water. The reduction can be up to one order of magnitude going from bulk to very dilute conditions [1, 19, 21] . In addition to the effect of the monomer concentration on the k p , the ionization degree also affects the kinetics of acidic water-soluble monomers like AA and MAA. For instance, for MAA, one of the monomers used in this work, Lacík et al. [19] [20] [21] 25] have determined the effect of the ionization degree (from non-ionized to fully ionized conditions) and found that the k p significantly reduces on going from non-ionized form to the fully ionized form, and that this decrease diminishes as MAA concentration increases.
For PEGMA monomers, there are no reports on the effect of the pH of aqueous media on the propagation rate coefficient. However, it has been found that for AM [18] and NVP [22] , the pH does not affect the propagation rate coefficient.
Copolymerization is generally implemented in order to obtain specific properties which are not attainable by homopolymers. Water-soluble poly(MAA-co-PEGMA) copolymers present comb-like structure, where the size of the lateral chain can be tuned by the use of PEGMA with different numbers of ethylene oxide (EO) groups. This class of comb copolymers under alkali conditions presents an anionic backbone and an uncharged side chain and are effective dispersants and/or lubricants of inorganic particles. The backbone is considered to drive adsorption mainly through electrostatic interactions with surfaces, while the side chains are chosen to be non-absorbing and to induce steric hindrance among adsorbed layers [26, 27] . These water-soluble copolymers have found a tremendous success in cementitious formulations where the comb copolymer dispersants are known as polycarboxylate ether (PCE) superplasticizers (SPs). They are mainly used to produce concrete of greater strength and durability by making it possible to reduce the water content without sacrificing rheological properties. Two synthetic routes can be used to produce these comb copolymers: one route is the partial esterification of polymethacrylic acid (PMAA) with methoxy polyethylene glycol (MPEG) of different lengths employing acid or base catalyst and vacuum to remove water [28, 29] . This method provides highly uniform MPEG chains with a statistical distribution of the PEG side chains along a PMAA backbone. The second route is via free-radical copolymerization of MAA and PEGMA, which is a much common route of producing this type of PCEs [30] [31] [32] .
The composition and sequence distribution of the comonomers in the chain is expected to have a tremendous impact on the performance of the comb copolymer chains in the cementitious formulations. Therefore, it is of paramount importance to control the composition of the chains during the polymerization reaction in order to produce homogeneous copolymers and hence be able to understand their adsorption behaviour when implemented in cementitious formulations as SPs.
The reactivity ratios of the comonomers (MAA and PEGMA) are the key parameters to understand the type of copolymer chains produced during the copolymerization and thus the necessary parameters to develop control strategies aimed at controlling the instantaneous composition along the reaction. Unfortunately, the information about the reactivity ratios of the MAA/PEGMA comonomer pair in aqueous solution available in the literature is scarce [33] [34] [35] and reports for conditions where the MAA is fully ionized (basic conditions) are not available. Smith and Klier [33] found that the reactivity ratios measured in deuterated water (D 2 O) for the non-ionized MAA were very close to 1 for both monomers (r MAA = 1.03 and r PEGMA = 1.02); however, by changing 50% of D 2 O by ethanol (D 2 O/Ethanol = 50/50, a continuous phase used in dispersion polymerization), the reactivity ratios measured for the monomers increased (r MAA = 2.0 and r PEGMA = 3.6). Obviously this has an impact on the distribution of the monomer sequence in the chain that is random in water and more "blocky" in the case of water/ethanol. Krivorotova et al. [35] have recently analyzed the copolymerization of MAA and PEGMA macromonomers carried out by conventional and controlled (RAFT, reversible addition fragmentation chain transfer) free-radical polymerization (FRP) in the mixture D 2 O/dioxane initiated by azobisisobutyronitrile (AIBN). MAA was also non-ionized in the experimental conditions investigated in this work. Interestingly, the authors considered two PEGMA macromonomers differing in the number of ethylene glycol (EG) in side chain (PEGMA5 and PEGMA45). The authors found that for PEGMA5, the reactivity ratios for the conventional free-radical copolymerization did not vary with overall monomer conversion (up to 60% conversion) and the values were close for both monomers, but below 1 (r PEGMA = 0.81; r MAA = 0.60). Although slightly different (the ellipsoids at 95% confidence interval did not overlap), the reactivity ratios in RAFT copolymerization conditions were similar to FRP (r PEGMA = 0.59; r MAA = 0.68). In contrast, for PEGMA45 the results were substantially different and in FRP the reactivity ratios substantially change with conversion; r MAA decreased (from 1.83 at 10% to 1.25 at 60% conversion) and r PEGMA45 increased (from 0.31 at 10% to 1.55 at 60% conversion). For RAFT copolymerization, this effect of the conversion was not found and the values of the reactivities were smaller for both monomers and closer between them.
In this work, the copolymerization of PEGMA macromonomers (with different EG side chain lengths) and MAA in aqueous solution under conditions where MAA is fully ionized is investigated. The principal aim of this study is to understand the copolymerization kinetics of these two monomers that, as discussed above, have shown dependence of the homopropagation rate constant on monomer concentration (MAA and PEGMA), and also of the pH (MAA) of the aqueous phase. We aim at determining the reactivity ratios of the comonomer system under fully ionized conditions of the MAA and at varying initial monomer concentrations (solids content) for two PEGMAs with increasing number of EG groups in the side chain (PEGMA5 and PEGMA23). The knowledge of the reactivity ratios will help in developing an accurate and predictive mathematical model of the copolymerization process that is needed to develop advanced control strategies for the control of the microstructure of these copolymers.
The article is organized as follows: first, the in situ proton nuclear magnetic resonance spectroscopy ( 1 H-NMR) technique used to monitor the copolymerizations of MAA and PEGMA in basic conditions is described. Second, the approach used to estimate the reactivity ratios is briefly described and, finally, the results for the two systems studied (MAA/PEGMA5 and MAA/PEGMA23) are presented and compared in the context of recent literature works for other copolymerization systems presenting similar features.
Materials and Methods

Materials
Methacrylic Acid (MAA) 99% with 250 ppm hydroquinone monomethyl ether (MEHQ) as inhibitor and Polyethylene glycol methyl ether methacrylate (PEGMA) (average Mn 300 g/mol "PEGMA5") with 100 ppm MEHQ and 300 ppm butylated hydroxyl toluene (BHT) as inhibitors were purchased from Sigma-Aldrich (St. Louis, MO, USA) and used as received. Visiomer MPEG 1000 MA W (Methoxy polyethylene glycol 1000 methacrylate 50% water solution "PEGMA23") with 200 ppm MEHQ as inhibitor was kindly supplied by Evonik Industries (Essen, Germany) Industries and used as received. Potassium persulfate (KPS) >99%, sodium bicarbonate (NaHCO 3 ) and sodium hydroxide (NaOH) >98% in pellets were also purchased from Aldrich and used as received. Deuterium oxide (D 2 O) >99.9% was purchased from Euriso-Top (Saint-Aubin Cedex, France). Mili-Q quality water was employed to prepare the solutions.
Copolymerization Reactions
Aqueous-phase (mixture of H 2 O/D 2 O) free-radical copolymerization reactions of MAA and PEGMA were carried out in NMR tubes and the copolymerization reactions were in situ monitored. Comonomer solutions were prepared at different solids contents (5-20 wt %) with different monomer molar ratios (MAA/PEGMA5: 3/1, 2/1, 1/1 and MAA/PEGMA23: 9/1, 6/1, 3/1). Comonomer mixture solutions were neutralized with a 30% NaOH solution and kept at a pH between 7 and 9, ensuring total ionization of the carboxylic monomer in all cases. NaHCO 3 was used as buffer at 1/1 mol ratio with respect to the initiator. All reactions were initiated with a water-soluble thermal initiator (potassium persulfate, KPS) at a concentration of 1 wt % based on monomer. Higher MAA/PEGMA monomer mol ratios were employed for the longer PEGMA (PEGMA23) because the difference in molecular weight between comonomers will lead to very low initial weight fraction of methacrylic acid (W MAA,0 ) and hence very low rate of polymerization [21] . Note that the monomer molar ratios expressed here are the nominal values; the actual monomer molar ratios were calculated from the vinyl peak areas of each monomer before starting the reaction (t 0 in the NMR tube).
The liquid 1 H-NMR spectra were recorded on a Bruker 500 AVANCE (500 MHz) equipped with a Z gradient Broadband observe (BBO) probe. The kinetic study of the reaction was conducted at 343 K using 1 H spectra with suppress of the solvent using WATERGATE sequence. The spectrum was recorded every 2 min during the first 16 min and then every 10 or 15 min for 3 h. Monomer conversion of MAA and PEGMA were calculated based on the evolution of the peaks corresponding to the vinyl protons of MAA (δ, 5.60, 5.25, ppm) and PEGMA (δ, 6.10, 5.70, ppm). The peak related to the methoxy group protons (δ, 3.30, ppm), which is present in the PEGMA macromonomer side chain, was selected as internal reference [36] . Figure 1 illustrates the change on the intensity of the MAA and PEGMA peaks over copolymerization time. The spectra were processed by the software MestRe Nova 9.0 (MestreLab Research Chemistry Software solutions, Santiago de Compostela, Spain). 
Estimation of Reactivity Ratios
Free-radical copolymerization leads to the formation of copolymers in which the distribution of the monomers in the chain is governed by kinetics. There is considerable experimental evidence [37] [38] [39] showing that, in many copolymerization systems, propagation depends on the nature of the monomer and on the last two units of the growing chain. This is referred to as penultimate model. Nevertheless, copolymer composition can be well described by considering a model in which the reactivity of the propagation reaction is governed by the nature of the monomer and the terminal 
Free-radical copolymerization leads to the formation of copolymers in which the distribution of the monomers in the chain is governed by kinetics. There is considerable experimental evidence [37] [38] [39] showing that, in many copolymerization systems, propagation depends on the nature of the monomer and on the last two units of the growing chain. This is referred to as penultimate model. Nevertheless, copolymer composition can be well described by considering a model in which the reactivity of the propagation reaction is governed by the nature of the monomer and the terminal unit of the polymer radical (terminal model). In this work, the later assumption was considered to describe the copolymerization of MAA and PEGMA macromonomers. The reactivity ratios were estimated using the evolution of individual comonomer conversions over overall conversion following the method developed by De la Cal et al. [40, 41] . This method is briefly described below:
Methacrylic acid (MAA) and polyethylene glycol methacrylate (PEGMA) will be represented with letters A and B, respectively. The material balances for each of the monomers in a batch reactor, considering that terminal model kinetics is applied, can be written as:
In Equations (1) and (2) [i] is concentration of monomer i (mol/L), R pi , the polymerization rate of monomer i (mol/L·s), k pij , the propagation rate constant of radicals of terminal unit i with monomer j (L/mol·s), P i the probability of finding active chain with ultimate unit of type i, and R* is the total concentration of radicals (mol/L).
Considering the Quasi-Steady-State assumption (QSSA) is fulfilled, the probabilities are defined as follows:
MAA conversion and overall conversion are defined as: 
where r A and r B are the reactivities of MAA and PEGMA defined as:
To integrate Equation (9), concentrations can be expressed as a function of X A and X T employing Equations (5) and (6):
The cumulative composition can be determined as a function of the individual conversion of MAA, X A , and the overall conversion as follows:
The reactivity ratios r A and r B can be estimated using a parameter estimation algorithm that minimizes the objective function of Equation (14), where Y Aexp is the experimentally measured cumulative composition referred to MAA determined by in situ 1 H-NMR, and Y Acal is the theoretically determined cumulative composition calculated using the set of Equations (9)- (13) and the initial concentrations of the comonomers. The subscript i makes reference to the experiment, and subscript j to the sample number of each of the experiments used in the estimation procedure. The only parameters of the model are the reactivity ratios.
Parameter estimation was carried out using a direct-search estimation algorithm employing subroutine DBCPOL and the subroutine for solving ordinary differential equations DIVPRK from IMSL library.
Results and Discussion
The aqueous-phase solution copolymerization of two comonomer systems was studied: MAA-co-PEGMA5 and MAA-co-PEGMA23; namely, polyethylene glycol methyl methacrylate monomers with 5 and 23 ethylene glycol (EG) units.
MAA-co-PEGMA5 (5 Ethylene Glycol Units)
Copolymerizations of MAA and PEGMA5 were carried out in NMR tubes at different comonomer ratios (MAA/PEGMA: 3/1, 2/1 and 1/1) and different solids content (SC: 5, 10, 15 and 20 wt %). Figure 2 shows that conversions of both comonomers increase with solids content (for MAA, the effect was more clear at higher MAA/PEGMA ratios), and that PEGMA5 is more reactive than MAA at fully ionized conditions. The effect of the solids content on the conversion indicates that the dependence of the polymerization rate on the monomer conversion is not first order for any of the two monomers. This has been reported for the aqueous solution homopolymerization of MAA [19] [20] [21] 25, 42] . It has been found that the propagation rate coefficient of MAA was a function of the concentration of the monomer in the aqueous phase and of the ionization degree. Under fully ionized conditions (like in this work) the propagation rate coefficient of MAA increases with monomer weight fraction, but under non-ionized and partially ionized the propagation rate constant decreases with increasing monomer fraction.
Recently, Smolne and co-workers have studied the propagation and termination kinetics of PEG-lated methacrylates in aqueous solution [1] . Similar to other water-soluble monomers, it has been also found that the kinetics of the polymerization is affected by the monomer weight fraction in the aqueous solution. The propagation rate coefficient increased as the solids content decreased, which follows the same trend as the polymerization of non-ionized or partially ionized MAA. In the copolymerizations of Figure 2 , the trends of the overall propagation rate constants for each monomer are like for the fully ionized MAA; namely, the overall propagation rate increases with solids content. The faster conversion of the PEGMA5 macromonomer can be attributed to a substantial difference in reactivity ratios. As discussed in the introduction, there are no reports for the reactivity ratios of this comonomer system calculated in aqueous phase at fully ionized conditions of the MAA monomer. However, reactivity ratios of AA and AM in aqueous phase at fully ionized conditions have been investigated by several groups [8, [43] [44] [45] [46] . Preusser et al. have done an extensive experimental analysis including copolymerization in a broad range of initial monomer concentrations and degrees of ionization and have determined the reactivity ratios. They found that the reactivity ratio of each monomer is a function of initial weight fraction of monomer and of the ionization degree and they provided an empirical equation that captures well the combined effect of both variables [8] . The reactivity ratios for the MAA/PEGMA5 comonomer system were estimated from these data using the algorithm presented above. Figure 3 shows the comparison between the cumulative compositions of MAA determined experimentally from the NMR data (dots) and the estimated one (lines) for the estimated reactivity ratios at each solids content. Note that the reactivity ratios were initially estimated at each solids content because of the effects observed on the individual monomer conversions shown in Figure 2 , and also because a similar effect was found for the AA and AM comonomer system [8] . The faster conversion of the PEGMA5 macromonomer can be attributed to a substantial difference in reactivity ratios. As discussed in the introduction, there are no reports for the reactivity ratios of this comonomer system calculated in aqueous phase at fully ionized conditions of the MAA monomer. However, reactivity ratios of AA and AM in aqueous phase at fully ionized conditions have been investigated by several groups [8, [43] [44] [45] [46] . Preusser et al. have done an extensive experimental analysis including copolymerization in a broad range of initial monomer concentrations and degrees of ionization and have determined the reactivity ratios. They found that the reactivity ratio of each monomer is a function of initial weight fraction of monomer and of the ionization degree and they provided an empirical equation that captures well the combined effect of both variables [8] . The reactivity ratios for the MAA/PEGMA5 comonomer system were estimated from these data using the algorithm presented above. Figure 3 shows the comparison between the cumulative compositions of MAA determined experimentally from the NMR data (dots) and the estimated one (lines) for the estimated reactivity ratios at each solids content. Note that the reactivity ratios were initially estimated at each solids content because of the effects observed on the individual monomer conversions shown in Figure 2 , and also because a similar effect was found for the AA and AM comonomer system [8] . Figure 4 shows the estimated reactivity ratios at each solids content. It can be seen that the reactivity ratio of each comonomer increases with solids content (in the range studied in this work; note that the solids content analysed is limited by the viscosities produced during this polymerization carried out at 70 °C). This unexpected dependence of the reactivity with solids content has been recently found for the aqueous-phase copolymerization of AA and AM [8] , a comonomer system that shared similar features on the dependence of the propagation rate coefficients with initial monomer concentration and ionization degree as the monomers investigated in this work. Figure 4 plots the reactivity ratios estimated at each initial solids content and, for comparison purpose, the reactivity ratio estimated to fit globally all the experimental data gathered at different Figure 4 shows the estimated reactivity ratios at each solids content. It can be seen that the reactivity ratio of each comonomer increases with solids content (in the range studied in this work; note that the solids content analysed is limited by the viscosities produced during this polymerization carried out at 70 • C). This unexpected dependence of the reactivity with solids content has been recently found for the aqueous-phase copolymerization of AA and AM [8] , a comonomer system that shared similar features on the dependence of the propagation rate coefficients with initial monomer concentration and ionization degree as the monomers investigated in this work. Figure 4 shows the estimated reactivity ratios at each solids content. It can be seen that the reactivity ratio of each comonomer increases with solids content (in the range studied in this work; note that the solids content analysed is limited by the viscosities produced during this polymerization carried out at 70 °C). This unexpected dependence of the reactivity with solids content has been recently found for the aqueous-phase copolymerization of AA and AM [8] , a comonomer system that shared similar features on the dependence of the propagation rate coefficients with initial monomer concentration and ionization degree as the monomers investigated in this work. Figure 4 plots the reactivity ratios estimated at each initial solids content and, for comparison purpose, the reactivity ratio estimated to fit globally all the experimental data gathered at different Figure 4 plots the reactivity ratios estimated at each initial solids content and, for comparison purpose, the reactivity ratio estimated to fit globally all the experimental data gathered at different initial concentrations and monomer ratio is included. It was found that fitting the experimental data with just a pair of reactivity ratios (global fitting) was not appropriate, because the value of the objective function was almost one order of magnitude higher as compared with the objective functions of any of the individual fittings. The reactivity ratios estimated at each solids content were fitted with a linear equation that is also drawn in Figure 4 and detailed in the following equations. Note that the regressions of the linear fits are not excellent and hence the equations below should be considered only as a reasonable approximation.
r MAA = 0.07 + 1.89·SC 0 (15) r PEGMA = 9.89 + 117.21·SC 0 (16) where SC 0 is the initial weight fraction of comonomers in the copolymerization formulation (0 < SC 0 < 1).
MAA-co-PEGMA23 (23 Ethylene Glycol Units)
In this part of the work, we aimed to assess the effect of a longer lateral chain of the PEGMA macromonomer on the reactivity ratios with MAA under fully ionized conditions.
As in the previous set of reactions, the polymerizations were carried out under fully ionized conditions of the MAA; however, for this pair of monomers lower solids content were employed (5, 7.5 and 10 wt %) to avoid excessively high viscosities in the NMR tube and hence inhomogeneity in the reaction medium and unreliable results.
According to Krivorotova et al. [35] , in a mixture of D 2 O/Dioxane and with non-ionized MAA increasing the size of the lateral chain of the PEGMA (from PEGMA5 to PEGMA45), substantial differences were found on the reactivity ratios of this comonomer pair. Whereas the reactivities were found independent of conversion for the short PEGMA, for the long PEGMA the reactivity of MAA (that was higher than that of PEGMA45) decreased and that of PEGMA45 increased making them to be close at higher conversion. Figure 5 shows the time evolution of the individual conversions of MAA and PEGMA23 monitored by in situ 1 H-NMR. The trends are very similar to those observed for PEGMA5; namely, PEGMA23 macromonomer is more reactive than the MAA at fully ionized conditions, and the dependence of the polymerization rate on the solids content is not of first order for any of the two monomers. For the sake of comparison, the reactivity ratios of this pair has been estimated using the approach described above at each solids content and also using the whole set of data. Figure 6 shows the comparison between the cumulative compositions of MAA experimentally determined from the NMR (dots) and the estimated cumulative compositions (lines) calculated for the estimated reactivity ratios at each solids content. Fitting of the cumulative composition for the set of experiments carried out at different solids content and monomer ratios is excellent.
The estimated reactivity ratios at different solids content for the combined data are shown in Figure 7 . There are noticeable differences with respect to the short PEGMA. First, none of the reactivity ratios increase with solids content; on the contrary, r PEGMA decreases and r MAA is very similar for all the solids content. Indeed, the single pair of the reactivity ratios obtained by globally fitting all the data (the dashed lines) is very close to the values obtained in the individual fitting except for the values at 10% solids content. The linear fitting of the r PEGMA and r MAA calculated at each solids content provide the following empirical equations for dependence of the reactivity ratios with the solids content. 
Conclusions
The aqueous-phase copolymerization kinetics of MAA and PEGMA macromonomers (with two lateral chains of different number of EG groups, PEGMA5 and PEGMA23) under fully ionized conditions of MAA at different initial monomer ratios and initial overall monomer concentrations (solids content) were monitored by in situ NMR. The rate of consumption of both monomers indicates that PEGMA macromonomer is more reactive than MAA, and that the rates of consumption of both monomers are not first order with respect to the concentration of the monomer in agreement with recent results that demonstrated that, like for other water-soluble monomers, the propagation rate coefficient of these monomers depends on the concentration of the monomer.
The reactivity ratios estimated from the copolymerization kinetics revealed that this dependency of the propagation rate coefficient on the monomer concentration was also translated to the reactivity ratios of these monomers. Thus, it was found that for the short PEGMA the reactivity ratios r MAA and r PEGMA increased with the solids content. Interestingly, this trend was not maintained for the longer PEGMA, whose reactivity (r PEGMA23 ) decreased with conversion, whereas the reactivity ratio of MAA remained roughly constant with the longer PEGMA.
For both systems, empirical linear fits of the reactivity ratios with the solids content were calculated that can be easily implemented in modelling and control schemes aimed at controlling the microstructure of the comb-like copolymers.
